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Organic bulk heterojunction solar cell
Suzuki cross coupling reactionFour novel alternating copolymers bearing 5-fluoro-6-((2-octyldodecyl)oxy)benzo[c][1,2,5]thiadiazole as a
strong acceptor unit and 9,9-dioctylfluorene as a strong donor unit with bridging units namely, thienothio-
phene, selenophene, 3-hexylthiophene, and thiophene were designed and synthesized. The polymers were
characterized via 1H NMR spectroscopy, and weight average molecular weights were reported via gel perme-
ation chromatography (GPC). For synthesized novel polymers, the bulk heterojunction solar cells were con-
structed. Besides, the effects of bridging units on electronic, optical, photovoltaic, and morphological
properties were investigated. Among the polymers, the thienothiophene containing polymer P1 exhibited
the highest PCE as 4.25% under the illumination of AM 1.5 G with 100 mW/cm2.1. Introduction
A couple decades ago, polymers were known as a good insulator
until conductive polyacetylene was discovered [1]. With this discov-
ery, both academia and industry show tremendous interest in conduct-
ing polymers. Conjugated polymers (CPs) are macromolecules that
alter single and double bonds along their skeleton, and they show
properties like low-cost, lightweight, solution processability, and flex-
ibility [2]. Therefore, CPs have found many application areas such as
biosensors [3], electrochromic devices (EDCs) [4], organic light-emit-
ting diodes (OLED) [5], organic solar cells (OPV) [6], and organic
field-effect transistors (OFETs) [7]. In order to control the band gap,
which plays a pivotal role in the optoelectronic properties of the con-
jugated polymers, different approaches are put into practice. The
donor–acceptor (D-A) approach is the most effective one among the
effects of interchain, planarity, bond-length alternation, and resonance
stabilization. For this purpose, different acceptors are introduced into
literature like benzo[c][1,2,5]triazole (BTz) [8], benzo[c][1,2,5]thia-diazole (BT) [9], benzo[c][1,2,5]selenadiazole (BS) [10], quinoxaline
[11], and isoindigo [12]. BT is one of the most preferred acceptor moi-
eties due to favoring narrow band gaps. It has a strong electron-with-
drawing character, which reveals its rigid, planar skeleton containing
two imines (-C@N-) bonds. Besides, the dominant quinoid form makes
contributions to lower the band gap [13]. Incorporation of substituents
like fluorine atoms increases the BT moiety's electron-withdrawing
character due to being the most electronegative atom in the periodic
table. In addition, the fluorine atom can make noncovalent interac-
tions such as C-F···H and F···S, and its small size reduces the steric hin-
drance. For the OPV devices, fluorinated BT moiety shows a higher
short circuit current and power conversion efficiency, and by lowering
the HOMO and LUMO levels exhibits good thermal and oxidative sta-
bilities [14]. The main drawback of the BT moiety is the low solubility.
The incorporation of the alkoxy unit containing bulk branched alkyl
chains increases the solubility of polymers bearing this unit [15].
Therefore, BT is one of the strongest acceptors to obtain low band
gap CP. In the past decade, fluorene derivatives are the most
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polymers. The electron-rich fused aromatic structure of the fluorene
reduces the band gap of CP. Besides, fluorene’s high electron density
makes contributions to absorb larger wavelengths and provides lower
oxidation potential [16]. Lately, a new design strategy is introduced,
which is the incorporation of π-bridges to the polymer backbone. π-
bridges alter the electronic structure and interaction between donor
and acceptor units. Hence, such materials directly affect electrochem-
ical, optical, intermolecular charge transport, and photovoltaic charac-
teristics of CP [17]. Therefore, D-π-A type CP can absorb the visible
and Near-IR region of the spectrum. Besides, increasing π-π stacking
between polymer chains, results in lower band gap. Thiophene and
selenophene are the most common π-bridge units in literature. They
are electron-rich units that provide absorption of longer wavelengths
in the spectrum. However, selenophene has a more stable structure
compared to thiophene. Due to selenium’s high polarizability, the qui-
noid character favors more compared to its sulfur counterpart. In addi-
tion, the substitution of alkyl chains to the thiophene unit can enhance
solubility [18]. 3-hexylthiophene, which has higher solubility, shows
similar behavior to thiophene. Thieno[3,2-b]thiophene is another π-
bridge unit with enhanced π-π stacking that leads to higher hole mobil-
ities. Besides, it provides a linear backbone, which increases the con-
jugation along the polymer backbone [19]. Therefore, incorporating
π-bridge units into the CP backbone shows a significant effect on the
organic solar cell device. In this work, a new acceptor core unit 4,7-
dibromo-5-fluoro-6-((2-octyldodecyl)oxy)benzo[c][1,2,5]thiadiazole
is synthesized and coupled with different π-bridging units; thiophene,
selenophene, 3-hexylthiophene, and thieno[3,2-b]thiophene. These
four units coupled with fluorene donor moiety via Pd catalyzed Suzuki
cross-coupling reactions. Herein, electrochemical, spectroelectrochem-
ical, kinetic studies, and OPV device performance of these novel four
polymers are explored. Density Functional Theory calculations were
used to elucidate experimental results on the theoretical models .2. Experimental
2.1. General
For the syntheses of all polymers, the chemicals were purchased
from Sigma-Aldrich apart from 4,5-Difluoro-2-nitroaniline, purchased









benzo[c][1,2,5]thiadiazole were synthesized according to previously
described procedures [20]. Synthetic routes for monomers and poly-
mers were illustrated in Scheme 1 and Scheme 2MB-SPS-800 solvent
drying system was utilized to obtain dry solvents. For purification of
the synthesized chemicals, column chromatography was performed
using Merck Silica Gel 60 with a pore size of 0.040–0.063 mm. The
1H and 13C NMR characterization of the chemicals was conducted by
Bruker Spectrospin Avance DPX-400 Spectrometer. In addition, HRMS
measurement of the monomers was performed by Waters Synapt G1
High-Definition Mass Spectrometer. Electrochemical characterization
was carried out by using GAMRY Reference 600 potentiostat in a
three-electrode cell system. These electrodes were the platinum wire
used as a counter electrode, the silver wire used as a reference elec-
trode, and Indium Tin Oxide (ITO) coated glass slide used as a working
electrode. Electrochemical studies performed in 0.1 M acetonitrile/
dichloromethane solvent combination containing tetrabutylammo-2
nium hexafluorophosphate as a supporting electrolyte. Cyclic voltam-
metry was used to determine redox potentials and HOMO-LUMO
energy levels. The Jasco V-770 Spectrometer was utilized to determine
spectroelectrochemical and kinetic features of the polymers.2.2. Computational methods
Density functional theory (DFT) calculations were performed for
tetramers having the structure of DBABDBABDBABDBAB (D: donor,
A: acceptor, B: bridge) with 4 donors, 4 acceptors and 8 bridge struc-
tures to represent P1, P2, P3 and P4 models at the B3LYP hybrid func-
tional and 6-311G(d) basis set level adopting tight convergence
criteria at 10–8 for RMS density matrix convergence and 10–6 for
energy in the Gaussian09 (Revision A.02) software package
[21222324]. Comparable agreement with experimental results was
obtained with experimental results at this quality of calculations for
conducting copolymer studies [25262728]. Alkyl side chains on the
alkoxy groups were replaced with ethyl groups to achieve better com-
putational capacity and efficiency balance. Geometry optimizations
were started from at least six different initial structures by altering tor-
sional angle between connected donor, bridge and acceptor units to
achieve lowest energy geometry. Electrostatic potential surface
(ESP), highest occupied molecular orbitals (HOMO), and lowest unoc-
cupied molecular orbitals (LUMO) were calculated and mapped onto
the optimized geometries of tetramers. Band gap (Eg) was determined
by using two different methods that are direct calculation of energy
difference between the HOMO and LUMO for the optimized ground
state, and the optical Eg by calculating the first vertical excitation
energy of the lowest singlet excited state (S0 → S1). The singlet excited
states were calculated by using time‐dependent density-functional the-
ory (TDDFT). Vertical ionization potential (VIP) and adiabatic ioniza-
tion potential (AIP) were calculated by the energy difference between
the neutral tetramer and cation state of the optimized ground state
geometry, followed by optimized cation geometry, respectively. Verti-
cal Electron Affinity (VEA) and Adiabatic Electron Affinity (AEA) were
also calculated by considering the transition from the neutral ground
state to the anion at the ground state and optimized anion charged
geometry. Hole reorganization energies (λreorg) were determined based
on the formulation by Bredas et al [29]. Total atomic charges (δ) on
the two 5-fluoro-6-((2-octyldodecyl)oxy)benzo[c][1,2,5]thiadiazole
acceptor, two fluorene donor and four bridging units in the middle
part of the tetramer were calculated by using ESP fitting scheme of
Merz-Singh-Kollman (MK) [30]. Dipole moment (μ), isotropic polariz-
ability (α) and static hyperpolarizability (β) were calculated for the
BABDB type optimized units.2.3. Synthetic route for tributyl(selenophen-2-yl)stannane
In a three-necked round bottom flask, selenophene (2.10 g,
16.0 mmol) was dissolved in freshly distilled THF under inert atmo-
sphere. Then, the reaction temperature was set to −78 °C, and drop-
wise addition of n-BuLi (7.05 mL, 2.5 M in hexane, 17.6 mmol) was
performed, and the mixture was stirred at −78 °C for 2 h. Then,
SnBu3Cl (4.78 mL, 17.6 mmol) was introduced to the reaction mixture
by dropwise addition, and the mixture was stirred at room tempera-
ture for 12 h. Through the removal of the THF by rotary evaporation,
crude was dissolved in DCM and washed with brine and distilled
water. The collected organic layers were dried over MgSO4. The
desired light-yellow liquid product was obtained with the evaporation
of DCM. Yield 95%.1H NMR (400 MHz, CDCl3) δ 8.36 (d, J = 4.3 Hz,
1H), 7.51 (d, J = 3.8 Hz, 1H), 7.49 (d, J = 3.5 Hz, 1H), 1.77 – 1.46
(m, 8H), 1.35 (t, J = 14.7, 8H), 1.19 – 1.02 (m, 8H), 0.91 (q,
J = 7.0 Hz, 12H).13C NMR (100 MHz, CDCl3) δ 143.60, 137.90,
135.29, 130.54, 28.98, 27.82, 27.28, 13.66, 11.12.
Scheme 1. Synthetic routes for monomers.
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(selenophen-2-yl)benzo[c][1,2,5]thiadiazole
In a two-necked round bottom flask, 4,7-dibromo-5-fluoro-6-((2-
octyldodecyl)oxy)benzo[c][1,2,5]thiadiazole (0.57 g, 0.94 mmol)
and tributyl(selenophen-2-yl)stannane (0.96 g, 2.34 mmol) were
mixed in 25 mL dry toluene under an inert atmosphere. After stirring
1 h, bis(dibenzylideneacetone) palladium (0) (44.4 mg, 47.0 µmol)
and tri(o-tolyl)phosphine (57.0 mg, 0.19 mmol) were added. The
temperature was set to 110 °C, and the mixture was refluxed for
48 h. With the evaporation of the toluene, the desired orange colored
product was obtained by column chromatography purification using
eluent 1:7 DCM:hexane. Yield 39%. 1H NMR (400 MHz, CDCl3)
δ 8.80 (d, J = 3.4 Hz, 1H), 8.49 (d, J = 3.9 Hz, 1H), 8.30
(d, J = 5.7 Hz, 1H), 8.25 (d, J = 5.7 Hz, 1H), 7.48 (dd, J1 = 5.7,
J2 = 4.1 Hz, 2H), 4.04 (d, J = 6.2 Hz, 2H), 2.10 – 1.99 (m, 1H),
1.65 – 1.50 (m, 4H), 1.29 (s, 28H), 0.90 (s, 6H).13C NMR (100 MHz,
CDCl3) δ 154.8, 154.8, 152.2, 148.6, 148.6, 148.3, 148.3, 148.2,
148.2, 145.5, 145.3, 136.4, 135.4, 135.4, 133.3, 133.2, 132.7,3
132.0, 131.3, 131.2, 128.7, 128.5, 117.7, 117.7, 112.0, 111.9, 76.8,
38.0, 30.9, 29.8, 29.0, 28.6, 28.6, 28.6, 28.3, 25.6, 21.6, 13.1. HRMS
(ESI, m/z), [M + H]+: for C34H46FN2OS3Br2 calculated 709.1831
found 709.1848.
2.5. Synthetic route for 4,7-bis(5-bromoselenophen-2-yl)-5-fluoro-6-((2-
octyldodecyl)oxy)benzo[c][1,2,5]thiadiazole
5-Fluoro-6-((2-octyldodecyl)oxy)-4,7-di(selenophen-2-yl)benzo[c]
[1,2,5]thiadiazole (0.30 g, 0.42 mmol) was dissolved in 25 mL chloro-
form, and N-bromosuccinimide (0.15 g, 0.85 mmol) was added in one
portion under dark atmosphere. After stirring at room temperature for
4 h, the chloroform was vaporized under reduced pressure. The resi-
due was extracted with DCM. The combined organic parts were
washed with distilled water and dried over MgSO4. After evaporation
of the chloroform under reduced pressure, the crude product was
purified by column chromatography on silica gel using eluent 1:4
DCM: hexane. Yield 95%.1H NMR (400 MHz, CDCl3) δ 8.55
(d, J = 4.4 Hz, 1H), 8.06 (d, J = 4.4 Hz, 1H), 7.36 (t, J = 4.3 Hz,
Scheme 2. Synthetic routes for polymers.
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4H), 1.28 (d, J = 3.1 Hz, 28H), 0.89 (d, J = 4.6 Hz, 6H). 13C NMR
(100 MHz, CDCl3) δ 155.6, 153.0, 149.0, 148.8, 146.3, 146.1, 139.1,
139.1, 138.4, 138.3, 133.2, 132.9, 132.9, 132.2, 132.0, 121.4,
121.3, 120.7, 118.0, 112.5, 112.4, 78.2, 78.2, 39.0, 31.8, 30.7, 29.9,
29.6, 29.5, 29.5, 29.2, 26.5 , 22.5, 14.0. HRMS (ESI, m/z),
[M + H]+: for C34H45FN2OS3Se2Br2 calculated 865.9934 found
866.0013.
2.6. Synthetic route for 4,7-bis(5-bromothieno[3,2-b]thiophen-2-yl)-5-
fluoro-6-((2-octyldodecyl)oxy)benzo[c][1,2,5]thiadiazole
5-Fluoro-6-((2-octyldodecyl)oxy)-4,7-bis(thieno[3,2-b]thiophen-2-
yl)benzo[c][1,2,5]thiadiazole (0.3 g, 0.41 mmol) was dissolved in
25 mL chloroform, and N-bromosuccinimide (0.15 g, 0.83 mmol)
was added in one portion under dark atmosphere. After stirring at
room temperature for 4 h, the chloroform was vaporized under
reduced pressure. The residue was extracted with DCM. The combined4
organic parts were washed with distilled water and dried over MgSO4.
After evaporation of the chloroform, the crude solid was recrystallized
in methanol, and the desired product was obtained. Yield 88%. 1H
NMR (400 MHz, CDCl3) δ 8.62 (s, 1H), 8.40 (s, 1H), 7.28 (s, 1H),
7.27 (s, 1H), 4.01 (d, J = 6.1 Hz, 2H), 2.06 – 1.99 (m, 1H), 1.61 –
1.48 (m, 4H), 1.28 (s, 28H), 0.89 (d, J = 5.2 Hz, 6H).13C NMR
(100 MHz, CDCl3) δ 155.9, 153.3, 149.6, 148.9, 148.7, 146.7, 146.5,
140.4, 140.3, 139.5, 139.3, 134.6, 134.6, 133.3, 133.3, 122.4,
121.9, 121.8, 117.0, 115.3, 115.0, 111.4, 111.3, 78.0, 38.9, 31.8,
30.8, 30.0, 29.6, 29.6, 29.6, 29.5, 29.3, 29.2, 26.6, 22.6, 14.0. HRMS
(ESI, m/z), [M + H]+: for C38H45FN2OS5Br2 calculated 884.0466
found 884.0522.
2.7. Synthetic route for 4,7-bis(5-bromo-4-hexylthiophen-2-yl)-5-fluoro-6-
((2-octyldodecyl)oxy)benzo[c][1,2,5]thiadiazole
5-Fluoro-6-((2-octyldodecyl)oxy)-4,7-bis(4-hexylthiophen-2-yl)
benzo[c][1,2,5]thiadiazole (0.19 g, 0.24 mmol) was dissolved in
C.Z. Karaman et al. Journal of Electroanalytical Chemistry 895 (2021) 11548325 mL chloroform, and N-bromosuccinimide (87.35 mg, 0.49 mmol)
was added in one portion under dark atmosphere. After stirring at
room temperature for 4 h, the chloroform was vaporized under
reduced pressure. The residue was extracted with DCM. The combined
organic parts were washed with distilled water and dried over MgSO4.
After evaporation of the chloroform under reduced pressure, the crude
product was purified by column chromatography on silica gel using
eluent 1:6 DCM: hexane. Yield 94%. 1H NMR (400 MHz, CDCl3) δ
8.23 (s, 1H), 7.92 (s, 1H), 4.00 (d, J = 5.9 Hz, 2H), 2.64 (t,
J = 7.7 Hz, 4H), 2.00 (dd, J1 = 11.6, J2 = 5.7 Hz, 1H), 1.69 – 1.63
(m, 4H), 1.37 – 1.25 (m, 44H), 0.89 (m, J = 7.0, 5.5 Hz, 12H). 13C
NMR (100 MHz, CDCl3) δ 155.8, 153.3, 149.5, 148.9, 148.8, 146.5,
146.4, 142.1, 141.7, 132.9, 131.7, 131.1, 131.0, 116.3, 113.3,
113.2, 113.1, 110.7, 110.5, 77.9, 38.9, 31.8, 31.5, 31.5, 30.8, 29.9,
29.7, 29.6, 29.5, 29.5, 29.4, 29.2, 28.9, 28.8, 26.6, 22.6, 14.0. HRMS
(ESI, m/z), [M + H]+: for C46H70FN2OS3Br2 calculated 941.2981
found 941.2979.
2.8. Synthetic route for 4,7-bis(5-bromothiophen-2-yl)-5-fluoro-6-((2-
octyldodecyl)oxy)benzo[c][1,2,5]thiadiazole
5-Fluoro-6-((2-octyldodecyl)oxy)-4,7-bis(thieno[3,2-b]thiophen-2-
yl)benzo[c][1,2,5]thiadiazole (0.3 g, 0.41 mmol) was dissolved in
25 mL chloroform, and N-bromosuccinimide (0.15 g, 0.83 mmol)
was added in one portion under dark atmosphere. After stirring at
room temperature for 4 h, the chloroform was vaporized under
reduced pressure. The residue was extracted with DCM. The combined
organic parts were washed with distilled water and dried over MgSO4.
After evaporation of the chloroform under reduced pressure, the crude
solid was recrystallized in methanol, and the desired product was
obtained. Yield 88%. 1H NMR (400 MHz, CDCl3) δ 8.62 (s, 1H), 8.40
(s, 1H), 7.28 (s, 1H), 7.27 (s, 1H), 4.01 (d, J = 6.1 Hz, 2H), 2.06 –
1.99 (m, 1H), 1.61 – 1.48 (m, 4H), 1.28 (s, 28H), 0.89 (d,
J = 5.2 Hz, 6H). 13C NMR (101 MHz, CDCl3) δ 155.9, 153.3, 149.6,
148.9, 148.7, 146.7, 146.5, 140.4, 140.3, 139.5, 139.3, 134.6,
134.6, 133.3, 133. 3, 122.4, 121.9, 121.8, 117.0, 115.3, 115.0,
111.4, 111.3, 78.0, 38.9, 31.8, 30.8, 30.0, 29.6, 29.6, 29.6, 29.5,
29.3, 29.2, 26.6, 22.6, 14.0. HRMS (ESI, m/z), [M + H]+: for C38H45-
FN2OS5Br2 calculated 884.0466 found 884.0522.
2.9. Synthetic route for P1
4,7-bis(5-bromothieno[3,2-b]thiophen-2-yl)-5-fluoro-6-((2-octyl-
dodecyl)oxy)benzo[c][1,2,5]thiadiazole (0.10 g, 0.11 mmol), 9,9-
Dioctylfluorene-2,7-diboronic acid bis(1,3-propanediol) ester
(63.1 mg, 0.11 mmol), 0.14 mL 2 M K2CO3, 1–2 drops Aliquat 336,
and Pd(PPh3)4 (5 mol%) were poured in a 50 mL schlenk tube, and
stirred under argon atmosphere for 2 h. Then, 15 mL dry toluene
was added and heated to reflux for 72 h. After removal of the toluene,
the crude was extracted with chloroform and washed with distilled
water. The combined organic parts were dried over MgSO4, and the
solvent was evaporated under reduced pressure. Then, cold methanol
and sodium diethyldithiocarbamate (Pd scavenger) was added to the
crude and stirred for 1.5 h. The polymer was then filtered through a
soxhlet extractor and washed with methanol, acetone, and hexane to
eliminate the low molecular weight oligomers. Chloroform was used
to gather polymer as a dark purple colored solid. Yield 47%. 1H
NMR (400 MHz, CDCl3) δ 8.57, 8.25, 7.58, 7.52, 7.37, 7.32, 6.98,
6.81, 4.12, 4.10, 1.42–1.26, 0.94–0.81. Mw: 79 kDa, Mn: 55 kDa,
PDI: 1.43.
2.10. Synthetic route for P2
4,7-bis(5-bromoselenophen-2-yl)-5-fluoro-6-((2-octyldodecyl)oxy)
benzo[c][1,2,5]thiadiazole (0.10 g, 0.12 mmol), 9,9-Dioctylfluorene-
2,7-diboronic acid bis(1,3-propanediol) ester (64.4 mg, 0.12 mmol),5
0.13 mL 2 M K2CO3, 1–2 drops Aliquat 336, and Pd(PPh3)4 (5 mol
%) were poured in a 50 mL schlenk tube, and stirred under argon
atmosphere for 2 h. Then, 15 mL dry toluene was added and heated
to reflux for 72 h. After removal of the toluene, the crude was
extracted with chloroform and washed with distilled water. The com-
bined organic parts were dried over MgSO4, and the solvent was evap-
orated under reduced pressure. Then, cold methanol and sodium
diethyldithiocarbamate (Pd scavenger) were added to the medium
and stirred for 1.5 h. The polymer was then filtered through a soxhlet
extractor and washed with methanol, acetone to eliminate the low
molecular weight oligomers. Hexane was used to gather polymer as
a dark purple colored solid. Yield 54%. 1H NMR (400 MHz, CDCl3) δ
8.84, 8.50, 7.71–7.65, 4.14, 2.34, 2.10, 1.66, 1.55, 1.28, 1.12, 0.89,
0.81–0.80. Mw: 27 kDa, Mn: 16 kDa, PDI: 1.66.2.11. Synthetic route for P3
4,7-bis(5-bromo-4-hexylthiophen-2-yl)-5-fluoro-6-((2-octyldode-
cyl)oxy)benzo[c][1,2,5]thiadiazole (0.10 g, 0.11 mmol), 9,9-
Dioctylfluorene-2,7-diboronic acid bis(1,3-propanediol) ester
(59.3 mg, 0.11 mmol), 0.13 mL 2 M K2CO3, 1–2 drops Aliquat 336,
and Pd(PPh3)4 (5 mol%) were poured in a 50 mL schlenk tube, and
stirred under argon atmosphere for 2 h. Then, 15 mL dry toluene
was added and heated to reflux for 72 h. After removal of the toluene,
the crude was extracted with chloroform and washed with distilled
water. The combined organic parts were dried over MgSO4, and the
solvent was evaporated under reduced pressure. Then, cold methanol
and sodium diethyldithiocarbamate (Pd scavenger) were added to the
medium and stirred for 1.5 h. The polymer was then filtered through a
soxhlet extractor and washed with methanol, acetone to eliminate the
low molecular weight parts. Hexane was used to gather polymer as a
dark orange colored solid. Yield 16%. 1H NMR (400 MHz, CDCl3) δ
8.43–8.41, 8.29, 8.20–8.17, 8.13, 7.99, 7.83–7.80, 7.56–7.54,
7.38–7.35, 7.19, 7.14, 6.87, 4.12–4.08, 2.84, 2.76–2.68, 2.07, 1.76,
1.60, 1.31–1.27, 1.13, 0.87–0.81. Mw: 4 kDa, Mn: 3 kDa, PDI: 1.43.2.12. Synthetic route for P4
4,7-bis(5-bromothieno[3,2-b]thiophen-2-yl)-5-fluoro-6-((2-octyl-
dodecyl)oxy)benzo[c][1,2,5] thiadiazole (0.10 g, 0.11 mmol), 9,9-
Dioctylfluorene-2,7-diboronic acid bis(1,3-propanediol) ester
(63.1 mg, 0.11 mmol), 0.14 mL 2 M K2CO3, 1–2 drops Aliquat 336,
and Pd(PPh3)4 (5 mol%) were poured in a 50 mL schlenk tube, and
stirred under argon atmosphere for 2 h. Then, 15 mL dry toluene
was added and heated to reflux for 72 h. After removal of the toluene,
the crude was extracted with chloroform and washed with distilled
water. The combined organic parts were dried over MgSO4, and the
solvent was evaporated under reduced pressure. Then, cold methanol
and sodium diethyldithiocarbamate (Pd scavenger) were added to the
medium and stirred for 1.5 h. The polymer was then filtered through a
soxhlet extractor and washed with methanol, acetone to eliminate the
low molecular weight oligomers. Hexane was used to gather polymer
as a dark purple colored solid. Yield 47%. 1H NMR (400 MHz, CDCl3) δ
8.52, 8.32, 7.76–7.72, 7.55, 4.13, 2.09, 1.66–1.62 1.53, 1.27, 1.11,
0.87, 0.80–0.79. Mw: 13 kDa, Mn: 7kDa Da, PDI: 1.75.3. Result and discussion
3.1. Electrochemical studies
Cyclic Voltammetry is a crucial tool for exploring oxidation–reduc-
tion behavior and HOMO/LUMO energy levels of the conjugated
copolymers. These electrochemical behaviors are determined using a
three-electrode cell system, and the electrodes are namely platinum
C.Z. Karaman et al. Journal of Electroanalytical Chemistry 895 (2021) 115483wire as a counter, silver wire as a reference, and ITO coated glass slide
as a working electrode.
In order to carry out cyclic voltammetry studies, polymers P1, P2,
P3, and P4 were dissolved in chloroform to adjust a concentration of
5 mg/mL, and then spray coated onto the working electrode surface
via a spray gun. Electrochemical studies were performed in a 0.1 M
TBAPF6 /ACN supporting electrolyte/solvent combination at a
100 mV.s−1 scan rate. The single scan cyclic voltammetry of the poly-
mers was run in the potential range between 0.00 V /1.60 V for P1,
0.00 V /1.65 V for P2, −1.60 V /1.70 V for P3, and −2.10 V
/1.60 V for P4, respectively (Fig. 1). The polymers' redox potentials
at doping /doped state were determined as 1.20 V /0.95 V for P1,
and 1.50 V /1.12 V for P2, 1.60 V /1.25 V for P3, and 1.45 V
/1.00 V for P4 (Table 1). The polymers P3 and P4 showed ambipolar
character (both p-dope and n-dope behavior). Even P4 shows reversi-
ble two n-doped states. N-doping/n-dedoping potentials were−1.36 V
/-1.21 V for P3, and −1.29 V /-1.21 V, and −1.91 V /-1.68 V for P4,
respectively.
In this work, different π bridging units thieno[3,2-b]thiophene,
selenophene, 3-hexylthiophene, and thiophene) were incorporated
into the polymer backbone in order to compare the electrochemical
behavior of the polymers. The different oxidation potentials of the
polymers can be explained by electronic nature and different electron
densities of the π bridging units. The thieno[3,2-b]thiophene compris-
ing polymer (P1) exhibited the lowest oxidation potential as 1.20 V
among the other polymers. This is because of thieno[3,2-b]thiophene’s
high electron density nature and high electron-donating ability com-
pared to other bridging units. The highest oxidation potential belongs
to P3 as 1.60 V. In literature, it is stated that the 3-hexylthiophene
comprising polymers exhibit higher oxidation potential values com-
pared to others [31]. Besides, the bulky alkyl chain of 3-hexylthio-
phene sterically hinders the coplanarity between adjacent rings,
which results in high oxidation potential.
HOMO/LUMO energy levels characterization plays a crucial role in
investigating the conjugated polymer application fields. HOMO energyFig. 1. Single scan cyclic voltammetry of the polymers (a) P1, (b) P2
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levels of the polymers, P1, P2, P3, and P4, were calculated from the
onset of oxidation potentials using equation HOMO= -(4.75 + Eoxon-
set) and recorded as −5.70 eV, −5.87 eV, −5.90 eV, and −5.89 eV,
respectively. LUMO energy levels of the polymers were calculated
from the onset of reduction potentials using equation LUMO= -
(4.75 + Eredonset) and recorded as −3.80 eV, −4.00 eV,
−3.80 eV, and −3.71 eV, respectively. Electronic band gap (Egel)
was calculated using the equation Egel = HOMO-LUMO and the lowest
HOMO energy level belongs to the P1 among the other polymers. Since
thieno[3,2-b]thiophene has higher electron density with an extended
conjugation and higher electron-donating ability compared to seleno-
phene, thiophene, and 3-hexylthiophene. P2, which comprises the
selenophene unit, has the second-lowest HOMO energy level. It can
be explained by selenium’s high polarizability compared to its sulfur
counterpart, which favors quinoid structure more and lowers HOMO
energy level. Therefore, selenophene comprising polymer, namely
P2, has a lower HOMO energy level than thiophene comprising poly-
mer, namely P4. 3-Hexylthiophene comprising polymer, namely P3,
has the highest HOMO energy level due to above-mentioned reason.
The scan rate dependences of the polymers were investigated at a
single scan cyclic voltammogram were reported at four scan rates
(50 mV.s−1, 100 mV.s−1, 150 mV.s−1, 200 mV.s−1) in 0.1 M TBAPF6
/ACN electrolyte solvent couple (Fig. 2).
The linear relationship of current density to the scan rate was inves-
tigated for P1, P2, and P4 (Fig. 3). The linear plot proves the non-dif-
fusion-controlled mass transfer while doping-dedoping process and
well-coated polymer film.3.2. Spectroelectrochemical studies
Spectroelectrochemical works were conducted in order to discover
optical properties and electronic changes in the application of stepwise
oxidation. The characteristic parameters such as λmax, optical band gap
(Egop), polaron and bipolaron regions were determined from UV–Vis-
NIR absorption spectra of the polymers. Absorption spectra of the, (c) P3, and (d) P4 in a 0.1 TBAPF6 /ACN electrolyte solution.
Table 1
Electrochemical and Spectroelectrochemical properties of the polymers.
Ep-doping (V) Ep-dedoping (V) En- doping (V) En-dedoping (V) HOMO (eV) LUMO (eV) Egop (eV) Λmaxonset (nm) Λmax (nm) Polaron (nm) Bipolaron (nm)
P1 1.20 0.95 – – −5.70 −3.85 1.85 670 403/545 770 1530
P2 1.50 1.12 – – −5.87 −4.06 1.81 685 395/543 845 1635
P3 1.60 1.25 −1.36 −1.21 −5.90 −3.80 1.95 636 360/500 740 1570
P4 1.45 1.00 −1.29/−1.91 −1.22/−1.68 −5.89 −3.71 1.73 717 390/555 785 1630
Fig. 2. Scan rate dependences of the polymers (a) P1, (b) P2, and (c) P4 in a 0.1 TBAPF6 /ACN electrolyte solution.
C.Z. Karaman et al. Journal of Electroanalytical Chemistry 895 (2021) 115483spray-coated polymers onto ITO slides were carried out in a monomer
free, 0.1 M TBAPF6 /ACN electrolyte solution using UV–Vis-NIR spec-
trophotometer coupled with a potentiostat. Spectroelectrochemical
characterizations were started by applying −0.5 V constant potential
to obtain neutral polymer film, then stepwise oxidation performed
between 0.00 V and 1.40 V for P1, 0.00 V and 1.50 V for P2, 0.00 V
and 1.60 V for P3, 0.00 V and 1.45 V for P4 (Fig. 4).
The maximum neutral state absorption of the polymers in the visi-
ble region of the spectrum were determined at 545 nm for P1, 543 nm
for P2, 500 nm for P3, 555 nm for P4. These λmax values were attrib-
uted to π- π* transitions. The continuous stepwise oxidation leads to
new absorptions which belong to polaron (radical cation) and bipo-
laron (dication) formation in the NIR region. These new absorption
bands are determined at 770 nm, 1530 nm for P1, 845 nm, 1635 nm
for P2, 740 nm, 1570 nm for P3, 785 nm, 1630 nm for P4, respectively.
Apart from the λmax, polaron, and bipolaron characteristics, Egop is
another important characteristic parameter to determine the applica-
tion area of the conjugated polymers. The optical band gap is calcu-
lated from the onset of π- π* transitions of the polymer film's neutral
state using the equation Egop = 1241/λ. The calculated Egop values are
1.85 eV for P1, 1.81 eV for P2, 1.95 eV for P3, and 1.73 eV for P4
respectively (Table 1). Among four polymers, thiophene comprising
polymer showed the red-shifted state absorption at 555 nm with the
lowest Egop value as 1.73 eV. This result can be devoted to thiophenes’7
low-lying HOMO energy level compared to its selenium counterpart.
Selenophene and thieno[3,2-b]thiophene comprising polymers
showed similar Egop values as 1.81 eV and 1.85 eV at similar neutral
absorption states as 543 nm and 545 nm. These similar results can
be dedicated to the high electron-donating ability of both selenophene
and thieno[3,2-b]thiophene. 3-hexylthiophene comprising polymer
has the highest Egop value as 1.95 eV, which can be devoted to the poly-
mer's low molecular weight. This is probably due to containing a ster-
ically bulky alkyl chain in 3-hexylthiophene which interrupts growth
of the chain during polymerization. As the number of repeating units
decreases, conjugation length decreases, and hence a higher band
gap of the P3 was calculated.
All the polymers exhibited electrochromic character since they
have different colors at both neutral and doped states. The elec-
trochromic character is an important feature for conjugated polymers
due to large application areas such as displays, smart windows, and
glasses. The colors at neutral and doped states were reported in the
application of a different constant potential (Fig. 5). The color of the
polymers at neutral states were in coherence with the color of neutral
state absorptions. The thiophene comprising polymer showed the most
red-shifted absorption (555 nm) with a purple color in the neutral
state. The 3-hexylthiophene comprising polymer showed most blue-
shifted absorption (500 nm) with orange color in the neutral state.
Moreover, P1 and P2 exhibited different purple color shades in their
Fig. 3. Current density – scan rate relationship of the polymers (a) P1, (b) P2 and (c) P4 in a 0.1 TBAPF6 /ACN electrolyte solution.
Fig. 4. Electronic absorption spectra of the polymers (a) P1, (b) P2, (c) P3, and (d) P4 in a 0.1 M TBAPF6 /ACN electrolyte solution.
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Fig. 5. Different colors of the polymers (a) P1, (b) P2, (c) P3, and (d) P4 at neutral, oxidized, and reduced states.
C.Z. Karaman et al. Journal of Electroanalytical Chemistry 895 (2021) 115483neutral states at 545 nm and 543 nm, respectively. All polymers
showed different grey color shades in their oxidized states, whereas
P3 and P4 showed different green color shades in their reduced states.
3.3. Kinetic studies
In order to calculate the switching time and optical contrast of the
polymers, kinetic works were conducted. Optical contrast can beFig. 6. Change in the percent transmittance observed at the absorption maxima
electrolyte solution.
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defined as the change in the percent transmittance at a certain wave-
length, and switching time is time needed to change color between
neutral and oxidized states. Kinetic works were carried out at absorp-
tion maxima values determined in spectroelectrochemical works in the
application of potential within 5 s intervals (Fig. 6). For all polymers
optical contrast and switching times were reported at maximum
absorption state of neutral, polaron and bipolaron regions (Table 2).
The reported values are 34% (at 403 nm) with 1.8 s, 50% (atof the polymers (a) P1, (b) P2, (c) P3, and (d) P4 in a 0.1 M TBAPF6 /ACN
Table 2
Kinetic properties of the polymers.
Λmax (nm) Optical Contrast (%) Switching Time (s)
P1 545 50 3.4
770 45 1.7
1530 71 1.7
P2 543 39 3.1
845 54 2.7
1635 65 2.4
P3 500 19 1.5
740 45 3.8
1570 63 1.8




Optical properties of P1, P2, P3, and P4 in chloroform solution and thin film
form.









C.Z. Karaman et al. Journal of Electroanalytical Chemistry 895 (2021) 115483545 nm) with 3.4 s, 45% (at 770 nm) with 1.7 s, and 71% (at 1530 nm)
with 1.7 s for P1, 29% (at 395 nm) with 2.9 s, 39% (at 543 nm) with
3.1 s, 54% (at 845 nm) with 2.7 s, and 65% (at 1635 nm) with 2.4 s for
P2, 19% (at 360 nm) with 1.6 s, 19% (at 500 nm) with 1.5 s, 45% (at
740 nm) with 3.8 s, and 63% (at 1570 nm) with 1.8 s for P3, 20% (atFig. 7. Absorption spectra of the polymers (a) P1, (b) P2, (c) P3
10403 nm) with 3.0 s, 34% (at 545 nm) with 2.8 s, 39% (at 770 nm) with
3.4 s, and 61% (at 1530 nm) with 3.8 s for P4. Among these four poly-
mers, P1 obtained relatively better optical contrast and switching time
values compared to other polymers. As is mentioned above, these
results can be dedicated to electron-rich nature and better electron-
donating ability of thieno[3,2-b]thiophene.Table 3.
The absorption spectrum of the polymer solution in chloroform and
polymer thin film was obtained using a UV–Vis spectrophotometer
(Fig. 7). All polymers exhibited red-shift absorption in thin-film poly-
mers compared to the polymer solution. This red-shift could be
explained by reducing conformation change freely, high π-electron
delocalization on a planar solid state, or the polymer and solvent
interaction.
3.4. Photovoltaic studies
Electrochemical works showed that all polymers have suitable
band gaps and HOMO-LUMO energy levels to construct organic bulk
heterojunction solar cells. ITO/PEDOT:PSS/Polymer: PC71BM/LiF/Al
based device architecture was fabricated for all polymers apart from
P3. The low yield of the polymerization reaction resulted in the low
amount of P3 which was not enough for device fabrication. Current
density–voltage (J-V) properties of the BHJ devices were determined
under light illumination (AM 1.5 G with 100 mW/cm2). In order to
determine the most efficient devices, a wide variety of optimizations
were conducted such as polymer and PC71BM blend ratio (w:w), blend
concentration, and thickness optimizations. In order to enhance the
device performance, the solvent additive is used and only P1 showed
better performance with the addition of DPE as a solvent additive
(4.25%). For P2, 2% CN and 3% DPE, and for P4, 2% DIO and 3%
DPE additive treatments were performed. However, low PCEs were
found and this can be related to morphology. The efficiency of exciton
dissociation and transport of charge carriers are directly related to
donor and acceptor arrangements on the morphology [3233]. There-
fore, the decrease in the PCEs of P2 and P4 could be probably due, and (d) P4 solutions in chloroform and polymer thin film.
Table 4
Photovoltaic parameters of P1 based BHJ solar cells.
Polymer(P1):PC71BM JSC VOC FF% PCE% RPM Treatment
1:1 (2%) 4.92 0.81 32.78 1.30 750 –
1:2 (2%) 5.14 0.77 41.64 1.66 750 –
1:3 (2%) 5.52 0.78 49.13 2.11 750 –
1:4 (2%) 4.92 0.79 48.37 1.86 750 –
1:3 (2.5%) 5.74 0.79 52.47 2.38 750 –
1:3 (3%) 9.96 0.79 45.61 3.60 750 –
1:3 (3.5%) 9.46 0.80 41.40 3.12 750 –
1:3 (3%) 9.59 0.81 38.81 3.02 500 –
1:3 (3%) 8.19 0.83 46.09 3.14 1000 –
1:3 (3%) 9.03 0.87 44.67 3.53 750 DPE (3%)
1:3 (3%) 10.89 0.82 47.74 4.25 750 DPE (6%)
Table 5
Photovoltaic parameters of P2 based BHJ solar cells.
Polymer(P2):PC71BM JSC VOC FF% PCE% RPM
1:1 (2%) 2.65 0.80 32.01 0.67 750
1:2 (2%) 4.28 0.79 41.28 1.40 750
1:3 (2%) 3.78 0.79 38.85 1.16 750
1:4 (2%) 3.80 0.74 36.95 1.04 750
1:2 (3%) 6.88 0.81 36.98 2.07 750
1:2 (3.5%) 7.82 0.79 34.25 2.13 750
1:2 (4%) 7.37 0.79 32.00 1.86 750
1:2 (3.5%) 6.54 0.73 33.14 1.58 500
1:2 (3.5%) 8.31 0.74 36.94 2.26 1000
Table 6
Photovoltaic parameters of P4 based BHJ solar cells.
Polymer(P4):PC71BM JSC VOC FF% PCE% RPM
1:1 (2%) 2.85 0.73 30.74 0.64 750
1:2 (2%) 3.26 0.72 30.45 0.72 750
1:3 (2%) 3.82 0.69 31.86 0.84 750
1:4 (2%) 3.61 0.58 29.92 0.63 750
1:3 (3%) 2.09 0.62 27.77 0.36 750
1:3 (2%) 2.90 0.60 27.90 0.49 500
1:3 (2%) 2.85 0.62 33.52 0.59 1000
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whereas the PCE of P1 based solar cells were improved with additive
treatment which enhances morphology [34]. All photovoltaic works of
the novel three polymers are reported (Table 4, 5, 6).
According to photovoltaic results, the highest performance belongs
to thienothiophene containing polymer P1 based solar cells with 1:3
(w:w) P1:PC71BM blend ratio with 3% concentration in addition to
6% DPE with the spin coating rate of 750 rpm. (Fig. 8). This device
exhibited the highest PCE as 4.25%, JSC as 10.89 mA/cm2, VOC as
0.82 V and FF as 47.74%. For selenophene containing polymer P2,
the highest PCE was 2.26%, JSC as 8.31 mA/cm2, VOC as 0.74 V and
FF as 36.94%. For thiophene containing polymer P4, the highest
PCE was 0.84%, JSC as 3.82 mA/cm2, VOC as 0.69 V and FF as
31.86%. When the Voc of the copolymers were compared the highest
VOC belongs to P1 even though P4 has the deepest HOMO energy level.
However, there are other parameters which also have significant
impact on the Voc. These parameters are morphology, charge transfer
states, recombination, donor/ acceptor interface area, carrier density
[35]. In addition to this, donor/acceptor ratio and the thickness of
the active layer affects the charge transfer states which is directly
related to the VOC [36]. Therefore, higher VOC of P1 can be due to more
uniformly distributed morphology of the active layer which is evi-
denced in TEM images.
The current density- voltage (J-V) curves of the P1 based BHJ
devices were reported for blend ratios, concentrations, thickness at dif-
ferent spin coating rates, and additive percent’s (Fig. 8). The PCE of P111is enhanced from 2.11% to 3.60% when the concentration is increased
from 2% to 3% at 1:3 blend ratio in the o-DCB solvent at spin coating
rate of 750 rpm. As the polymer:PC71BM concentration in the active
layer rises, light absorption raises, which leads to better solar perfor-
mances. With the addition of diphenyl ether (DPE), photovoltaic per-
formance of P1 based solar cells were improved. Since the additive
treatment makes enhancement on morphology which leads to easier
exciton dissociation and charge transport; thus, photovoltaic efficiency
increases [37]. When the DPE concentration is raised from 3% to 6%,
the PCE rises to 4.24%. This can be attributed to further improvement
of the morphology with 6% additive compared to 3% additive.
For P2 based devices, J-V curves for blend ratio, concentration, and
thickness optimizations were demonstrated in Fig. 9. According to
photovoltaic data, the JSC, FF and PCE values reduce as the blend ratio
alters from 1:2 to 1:4 (Table 5). The device efficiency is improved
when concentration is 3.5% in the o-DCB solvent. The best device is
obtained with a spin coating rate of 1000 rpm. When the coating rate
increases, the Jsc value also increases since a thinner active layer
makes it easier to transport holes and electrodes to corresponding elec-
trodes [3839]. Finally, the J-V graphs were drawn for P4 based poly-
mers for the study of blend ratio, concentration, and thickness
(Fig. 10). The highest PCE value is obtained as 0.84% with the blend
ratio of 1:3, 2% concentration in o-DCB solvent at a spin coating rate of
750 rpm (Table 6). When concentration rose from 2% to 3%, PCE
reduced from 0.84% to 0.36%. This result can be devoted to reduction
of JSC value from 3.82 to 2.09mA/cm2.
Fig. 8. Current density–voltage curve of P1 for study of a) blend ratio b) concentration c) thickness d) additive.
Fig. 9. Current density–voltage curve of P2 for study of a) blend ratio b) concentration c) thickness.
C.Z. Karaman et al. Journal of Electroanalytical Chemistry 895 (2021) 115483The effect of DPE on the photovoltaic performance of P2 and P4
was tested also. However, the DPE treatment resulted in significant
decrease in the photovoltaic performance of P2 and P4 based devices.
According to the photovoltaic studies, the best photovoltaic perfor-
mance belongs to P1 based devices. The computational studies showed
that high hole mobility, polarizability and hyperpolarizability of the
P1 exhibits higher dispersion and dipole–dipole intermolecular inter-
actions with the acceptor PC71BM. Therefore, all these results support
the higher power conversion efficiency obtained from P1 based
devices.123.5. Morphological studies
Morphology of the active layer is quite important for electron-hole
couples to reach the interface between donor and acceptor layers at
which charge generation occurs [40–42]. TEM images of the best
device performance polymer films were investigated to gain insight
into the morphology of the active layers based on P1, P2, and P4. In
TEM images, the darker places represent PCBM rich areas, and the
lighter places represent polymer rich areas (Fig. 11). As seen from
the images, P1:PC71BM blend has the most homogenous morphology,
Fig. 10. Current density–voltage curve of P4 for study of a) blend ratio b) concentration c) thickness.
Fig. 11. TEM images of a) P1:PC71BM (1:3 / w:w) blend with 6% DPE at 750 rpm, b) P2:PC71BM (1:2 / w:w) blend, c) P4:PC71BM (1:3 / w:w) blend.
C.Z. Karaman et al. Journal of Electroanalytical Chemistry 895 (2021) 115483whereas there are some defects on P2:PC71BM and P4:PC71BM blends,
which correspond to aggregation of PC71BM. The defects lead to lower
FF and JSC values [4344]Fig. 11.
Morphology and the chain length of the polymers of the active
layer are quite important parameters that determine the performance
of the OPV devices. The improved morphology enhances VOC, JSC and
FF by providing higher absorption of light, easier exciton dissociation
and charge carrier transfer [40,45]. When the TEM images of the
devices based on P1, P2, and P4 were compared, P1 based active
layer showed uniform morphology without the formation of aggrega-
tions. In addition, chain length plays an important role for the OPV
parameters. Since higher chain length provides higher intermolecular
charge hopping and higher current values [46]. Among the polymers,
P1 (Mw: 79kDa, Mn: 55kDa, PDI: 1.43) has the highest chain length
in comparison with P2 (Mw: 27kDa, Mn: 16kDa, PDI: 1.66) and P3
(Mw: 13kDa, Mn: 7kDa, PDI: 1.75). Therefore, P1 has the highest
OPV performance with improved morphology and largest chain
length.133.6. Charge carrier mobility studies
Charge carrier mobility is one of the key parameters that directly
affect the efficiency of organic solar cells. In order to determine the
mobility of the copolymers, SCLC model associated with current den-






Where, εo represents free space permittivity, εr represents relative
permittivity of the material, μ represents charge carrier mobility, L rep-
resents active layer thickness, V represents effective voltage, and JSCL
represents current [47]. According to the model, the charge mobility
of the copolymers was calculated and reported in Table 7. The highest
mobility belongs to P1 with 2.38 × 10-4.
Table 7
Charge mobility of the copolymers.
Polymer: PC71BM M (cm2/V.s)
P1: PC71BM 2.38 × 10-4
P2: PC71BM 1.31 × 10-4
P4: PC71BM 1.10 × 10-4
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Although all the single chains were predicted to have helical struc-
tures in the long range, the diameter of these helices are larger, and
chains are relatively more planar for P1 and P2. ESP surfaces mapped
on the tetramers showed that electron rich parts represented by red
color are concentrated not only on the fluorene donor and bridging
units but also on the alkoxy oxygen and fluorine atoms on the accep-
tor. Electron deficient parts are distributed on the benzothiadiazole
acceptor backbone, alkyl side chain of the alkoxy group in acceptor
and hydrogen atoms on the donor and bridging unit. The backbones
of the chains have a relatively good donor–acceptor distribution along
the chain. While P1 shows the highest level of regularity for repeating
ESP donor–acceptor pattern, P3 that has lowest planarity, also has the
lower regularity for repeating pattern for ESP. HOMO and HOMO-1
orbital surfaces are highly delocalized both on the donors and accep-
tors. HOMO and HOMO-1 are complementary where HOMO surfaces
are mostly on the middle and HOMO-1 surfaces are on the end groupsTable 8





HOMO LUMO Eg Egop VIP AIP VEA
P1 0.16\10.83 29.88 −5.10 −2.95 2.15 1.84 5.52 5.48 −2
P2 0.37\11.24 29.69 −5.12 −2.90 2.21 1.88 5.60 5.40 −2
P3 3.55\10.25 47.30 −5.18 −2.76 2.42 2.11 5.66 5.61 −2
P4 0.35\11.60 28.47 −5.12 −2.88 2.24 1.90 5.63 5.57 −2
Fig. 12. Electrostatic potential surface (ESP) and frontier orbital surfaces (HOMO
14of the tetramer chain. Contrary, LUMO and LUMO + 1 is highly local-
ized on the acceptor and neighboring bridging units (Fig. 12).
Dihedral angles (θ) between donor, acceptor and bridging units are
given in Table 8. Two different types of angles were present between
acceptors and bridging units due to the -F and alkoxy substitutions at
the two sides of the benzothiadiazole acceptor unit. -F substitution did
not affect planarity and the angles were below 1̊ for P1, P2 and P4,
which is slightly larger for P3. However, alkoxy substitution changes
planarity significantly where dihedral angles are between 10 and 12̊
for all bridging units. The most important difference in the planarity
of the chains is due the dihedral angle between fluorene donor and
bridging units. The torsional angles between donor and bridging unit
of P3 is 47.30̊ due to the repulsions between alkyl side chains which
significantly reduce physical and electronic properties. P1, P2 and
P4 have 28-30̊ angle between donor and acceptor units. The planarity
of P1, P2 and P4 have close values where all of them presented a heli-
cal structure in the long range, with higher helical diameter and
increased linearity for P1. Close values were determined by three
copolymers other than P3, for the VIP, AIP, VEA and AEA values. P1
and P2 have relatively lower positive ionization potential and more
negative electron affinity, that are preferred electronic properties for
a successful donor–acceptor chain. Band gaps also have close values
for P1, P2 and P4, with the exception of nonplanar P3, where the cal-
culated values are in good agreement with experimental values with
their optical band gaps values below 2 eV. The difference in the exper-
imental and computational values may be due to the limited chain
length in calculations as well as interchain interactions that are not(All energies are in eV).
AEA λreorg μ α β δA δD δB
.51 −2.54 0.08 1.84 889.83 29617.20 −0.14 0.67 −0.26
.41 −2.60 0.11 1.41 677.02 19878.72 −0.22 0.54 −0.18
.25 −2.29 0.10 1.89 687.79 9565.84 −0.46 0.65 −0.11
.37 −2.41 0.11 1.38 640.79 17309.49 −0.48 0.54 −0.03
, HOMO-1, LUMO, LUMO + 1) for the a) P1, b) P2, c) P3, d) P4 copolymers.
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that leads to the better interchain packing resulted in the lower band
compared to the single chain calculations and the most red-shifted
neutral state absorption in the experiments. λreorg value (which are
inversely proportional with the mobility) is slightly lower for P1 lead-
ing to the higher hole mobility. Dipole moment (μ), polarizability (α)
and hyperpolarizability (β) values are also given in Table 8. Signifi-
cantly higher values of α and β were determined for P1 compared to
other copolymers. There is a relation between molecular hyperpolariz-
ability, β, and the bond-length alternation in conjugated chains where
β increases with increasing electron delocalization and decreasing
bond length alternation [48]. β values have the order of
P1 > P2 > P4 > P3 that agrees with the experimental results. Higher
polarizability and hyperpolarizability values for P1 also indicated the
stronger dispersion and dipole–dipole intermolecular interactions with
other species such as PC71BM. Finally, atomic charges by ESP fitting on
the donor, acceptor and bridging unit for the two repeating units in the
middle of tetramers were calculated by neglecting end groups to avoid
end group effect. All copolymers have electron transfer from donor to
acceptor according to these atomic charges. There are significant pos-
itive charges formed on the fluorene donor that demonstrate its effi-
ciency as a donor unit. Bridging units have negative charges that
agree with the LUMO levels which are observed to be extended from
acceptor to the bridges.5. Conclusion:
In this work, four novel benzothiadiazole comprising polymers
were synthesized via Pd catalyzed Suzuki polycondensation reaction.
Electrochemical works revealed that the lowest oxidation potential
belongs to P1, which contains electron-rich thienothiophene. In addi-
tion, all polymers have a suitable band gap and HOMO-LUMO energy
levels for photovoltaic applications. The HOMO energy levels are
−5.70 eV, −5.87 eV, −5.90 eV, −5.89 eV and the LUMO energy
levels are −3.85 eV, −4.06 eV, −3.80 eV, 3.71 eV for P1, P2, P3,
P4, respectively. According to spectroelectrochemical works, the onset
of neutral absorption maxima wavelengths was reported as 670 nm,
685 nm, 636 nm, 717 nm, and optical band gaps are evaluated as
1.85 eV, 1.81 eV, 1.95 eV, and 1.73 eV, respectively. These low band
gap values showed that all polymers are suitable to construct organic
solar cells [49]. Therefore, BHJ solar cell device architectures were
constructed for P1, P2, and P4. The power conversion efficiencies were
reported as 4.25%, 2.26%, and 0.84% respectively under illumination
(AM 1.5 G, 100 mW cm2). All polymers showed the multi-elec-
trochromic property in their neutral, and doped states. Therefore, they
are also promising for electrochromic device construction. Finally,
computational studies were conducted to explain origins of the
observed experimental performances of polymers at molecular and
electronic scale. According to electrostatic potential surface map,
HOMO and LUMO energy levels of the copolymers are perfectly dis-
tributed along the molecule and donors are electron rich and acceptors
are electron poor. In addition, DFT results revealed higher OPV perfor-
mance of the P1 as the greater charge carrier mobility and better inter-
molecular interaction with the acceptor in the active layer.
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